General procedure for the sequential synthesis of triazoles 4
NaN 3 (1.05 equiv), CuI (10 mol %), 1-iodo-2-(prop-2-yn-1-yloxy)benzene (1a) (1.00 equiv) and alkyl bromide 2 (1.00 equiv) were dissolved in DMF (3.0 mL) and stirred at ambient temperature for 2 h. Thereafter, LiOt-Bu (2.00 equiv) was added under N 2 and the reaction mixture was stirred at 80 °C for 20 h. Then, H 2 O (50 mL) was added at ambient temperature, and the resulting mixture was extracted with EtOAc (3 × 50 mL). The combined organic layers were washed with saturated aq NH 4 Cl (50 mL), H 2 O (50 mL) and brine (50 mL), dried over Na 2 SO 4 , filtered and S3 concentrated in vacuo. The remaining residue was purified by column chromatography on silica gel (n-hexane/EtOAc).
1-n-Octyl-1,4-dihydrochromeno[4,3-d][1,2,3]triazole (4a):
The general procedure was followed using NaN 3 
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The general procedure was followed using benzyl azide (0.133 g, 1.00 mmol), CuI (19 mg, 0.100 mmol, 10 mol %), 1-iodo-2-(prop-2-yn-1-yloxy)benzene (1a, 0.259 g, 
1-n-Butyl-1,4-dihydrochromeno[4,3-d][1,2,3]triazole (4c):
The general procedure was followed using NaN 3 (0.068 g, 1.05 mmol), CuI (19 mg, 0.100 mmol, 10 mol %), 1-iodo-2-(prop-2-yn-1-yloxy)benzene (1a, 0.256 g, 0.992 mmol), n-butyl bromide (0.144 g, 1.05 mmol) and LiOt-Bu (0.160 g, 2.00 mmol). Purification on silica gel (n-hexane/EtOAc = 10/1 → 5/1) gave 4c (0.173 g, 76%) as a yellow oil. [4] .
The general procedure was followed using NaN 3 (0.068 g, 1.05 mmol), CuI (19 mg, 0.100 mmol, 10 mol %), 1-iodo-2-(prop-2-yn-1-yloxy)benzene (1a, 0.259 g, 1.00 mmol), n-decyl bromide (0.224 g, 1.01 mmol) and LiOt-Bu (0.160 g, 2.00 mmol).
Purification on silica gel (n-hexane/EtOAc = 10/1 → 5/1) gave 4e (0.268 g, 86%) as a yellow oil. 
1-n-Undecyl-1,4-dihydrochromeno[4,3-d][1,2,3]triazole (4f):
The general procedure was followed using NaN 3 (0.068 g, 1.05 mmol), CuI (19 mg, 0.100 mmol, 10 mol %), 1-iodo-2-(prop-2-yn-1-yloxy)benzene (1a, 0.259 g, 
1-(Cyclopropylmethyl)-1,4-dihydrochromeno[3,4-d][1,2,3]triazole (4g):
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General procedure for the one-pot synthesis of triazoles 4 NaN 3 (1.05 equiv), CuI (10 mol %), LiOt-Bu (2.00 equiv), alkyne 1 (1.00 equiv) and alkyl bromide 2 (1.00 equiv) were dissolved in DMF (3.0 mL) and stirred at 80 °C for 20 h. Then, H 2 O (50 mL) was added at ambient temperature, and the resulting mixture was extracted with EtOAc (3 × 50 mL). The combined organic layers were washed with saturated aq NH 4 Cl (50 mL), H 2 O (50 mL) and brine (50 mL), dried over Na 2 SO 4 , filtered and concentrated in vacuo. The remaining residue was purified by column chromatography on silica gel (n-hexane/EtOAc).
1-n-Octyl-1,4-dihydrochromeno[4,3-d][1,2,3]triazole (4a):
The general procedure was followed using NaN 3 (0.068 g, 1.05 mmol), CuI (19 mg, 0.100 mmol, 10 mol %), LiOt-Bu (0.160 g, 2.00 mmol), 1-iodo-2-(prop-2-yn-1-yloxy)benzene (1a, 0.263 g, 1.02 mmol), n-octyl bromide (0.197 g, 1.02 mmol).
Purification on silica gel (n-hexane/EtOAc = 10/1 → 5/1) gave 4a (0.1947 g, 68%) as a yellow oil.
1-n-Butyl-1,4-dihydrochromeno[4,3-d][1,2,3]triazole (4c):
The general procedure was followed using NaN 3 (0.068 g, 1.05 mmol), CuI (19 mg, 0.100 mmol, 10 mol %), LiOt-Bu (0.160 g, 2.00 mmol), 1-iodo-2-(prop-2-yn-1-yloxy)benzene (1a, 0.258 g, 1.00 mmol), n-butyl bromide (0.138 g, 1.01 mmol).
Purification on silica gel (n-hexane/EtOAc = 10/1 → 5/1) gave 4c (0.172 g, 75%) as a yellow oil.
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1-n-Hexyl-1,4-dihydrochromeno[4,3-d][1,2,3]triazole (4d):
The general procedure was followed using NaN 3 (0.068 g, 1.05 mmol), CuI (19 mg, 0.100 mmol, 10 mol %), LiOt-Bu (0.160 g, 2.00 mmol), 1-iodo-2-(prop-2-yn-1-yloxy)benzene (1a, 0.258 g, 1.00 mmol), and n-hexyl bromide (0.168 g, 1.02 mmol).
Purification on silica gel (n-hexane/EtOAc = 10/1 → 5/1) gave 4d (0.184 g, 72%) as a yellow oil.
1-n-Undecyl-1,4-dihydrochromeno[4,3-d][1,2,3]triazole (4f):
1-n-Butyl-4,6-dihydro-1H-benzo[5,6]oxepino[3,4-d][1,2,3]triazole (4i):
The general procedure was followed using NaN 3 (0.068 g, 1.05 mmol), CuI (19 mg, 0.100 mmol, 10 mol %), 1-iodo-2-[(prop-2-yn-1-yloxy)methyl]benzene (0.272 g, 1.00 mmol), n-butyl bromide (0.139 g, 1.01 mmol) and LiOt-Bu (0.160 g, 2.00 mmol).
Purification on silica gel (n-hexane/EtOAc = 10/1 → 5/1 → 2/1) gave 4i (0.123 g, S11 51%) as yellow oil. 
1-n-Hexyl-4,6-dihydro-1H-benzo[5,6]oxepino[3,4-d][1,2,3]triazole (4j):
The general procedure was followed using NaN 3 (0.068 g, 1.05 mmol), CuI (19 mg, 0.100 mmol, 10 mol %), 1-iodo-2-[(prop-2-yn-1-yloxy)methyl]benzene (0.272 g, 1.00 mmol), n-hexyl bromide (0.165 g, 1.00 mmol) and LiOt-Bu (0.160 g, 2.00 mmol).
Purification on silica gel (n-hexane/EtOAc = 10/1 → 5/1 → 3/1) gave 4j (0.168 g, 62%) as yellow oil. 
4-Methyl-1-n-octyl-1,4-dihydrochromeno[4,3-d][1,2,3]-triazole (4k):
1-n-Octyl-4,5-dihydro-1H-naphtho[1,2-d][1,2,3]-triazole (4l):
5-Methyl-1-n-octyl-4,5-dihydro-1H-[1,2,3]triazolo[4,5-c]quinoline (4m):
The general procedure was followed using NaN 3 (0.068 g, 1.05 mmol), CuI (19 mg, 0.100 mmol, 10 mol %), 2-iodo-N-methyl-N-(prop-2-yn-1-yl)aniline (0.271 g, 1.00 mmol), n-octyl bromide (0.193 g, 1.00 mmol) and LiOt-Bu (0.160 g, 2.00 mmol).
Purification on silica gel (n-hexane/EtOAc = 10/1 → 4/1 → 2/1) gave 4m (0.193 g, 65%) as a brown oil. General procedure for the copper-catalyzed one-pot C-C/C-N arylation with azoles 5
Azole 5 (1.00 mmol), aryl iodide 6 (5.00 mmol), CuI (20 mol %) and LiOt-Bu (3.00 mmol) were dissolved in DMF (3.0 mL) and stirred at 140 ºC for 22 h under N 2 .
H 2 O (75 mL) was added at ambient temperature, and the resulting mixture was extracted with MTBE (3 × 75 mL). The combined organic layers were washed with H 2 O (50 mL) and brine (50 mL), dried over Na 2 SO 4 and concentrated in vacuo. The residue was purified by column chromatography on silica gel (n-hexane/EtOAc).
1,2-Diphenyl-1H-benzo[d]imidazole (7a):
The general procedure was followed using benzimidazole (0.118 g, 1.00 mmol),
iodobenzene ( 
1,2-Di-m-tolyl-1H-benzo[d]imidazole (7b):
The general procedure was followed using benzimidazole (0.118 g, 1.00 mmol), 
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1,2-Di-p-tolyl-1H-benzo[d]imidazole (7c):
1,2-Bis(4-methoxyphenyl)-1H-benzo[d]imidazole (7d)
1,2-Bis(4-chlorophenyl)-1H-benzo[d]imidazole (7e)
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1,2-Diphenyl-1H-imidazole (7f)
The general procedure was followed using imidazole (68 mg, 1.00 mmol), iodobenzene (1.02 g, 5.00 mmol), CuI (38 mg, 0.20 mmol, 20 mol %) and LiOt-Bu (0.240 g, 3.00 mmol). Purification on silica gel (n-hexane/EtOAc: 7/3) yielded 7f
(94 mg, 43%) as an off-white solid. Mp = 85-87 °C. ] 220.1000, found 220.0998. The spectral data were in accordance with those reported in the literature [6] .
